The extension of the first-principles generalized pseudopotential theory (GPT) to transition-metal (TM) aluminides produces pair and many-body interactions that allow efficient calculations of total energies. In aluminumrich systems treated at the pair-potential level, one practical limitation is a transition-metal over-binding that creates an unrealistic TM-TM attraction at short separations in the absence of balancing many-body contributions.
I. INTRODUCTION
elements near each other in a row of the periodic table (such as Co, Ni and Cu) have similar X-ray form factors. A common approach to this problem is to supplement the experimental data with total-energy calculations. This approach is well established in crystallography [21] .
The effective pair potentials developed here can be applied to total energy calculations in quasicrystals and related structures with a great reduction in computational times compared with the ab initio electronic-structure calculations themselves. The time savings results from two general features of the potentials. First, for a given atomic volume and composition the potentials may be precalculated and then applied repeatedly with a simple lookup and interpolation. Second, to calculate the change in energy when a single atom is moved, only interactions affecting that atom are needed. If the interactions are cut off at a finite spatial separation, the time required to calculate the change in total energy becomes independent of the number of atoms in the complete structure. This is so-called order-N scaling. In contrast, ab-initio electronic-structure methods must recalculate the entire system when a single atom is moved, typically resulting in order-N 3 scaling.
In Sec. II, GPT interatomic potentials are briefly reviewed and the issues surrounding the truncation of the total energy expansion at the pair-potential level in Al-TM systems are discussed. Section III gives details about the scheme we employ to determine the needed modifications to the TM-TM pair potentials. In Sec. IV, we discuss the results of our full abinitio electronic-structure calculations and the modified TM-TM pair potentials developed using them.
II. GPT INTERATOMIC POTENTIALS
The generalized pseudopotential theory starts with a full ab-initio DFT representation of the total energy in the standard local-density approximation (LDA). The usual smallcore approximation is used to separate the treatment of valence and core electrons and the well-defined interatomic potentials, which can be calculated as functionals of these matrix elements. For a general multicomponent alloy, the GPT total-energy expansion takes the form
where R is the set of all positions of N ions in the metal, E vol is a volume term that includes all collective and one-ion contributions that are independent of structure, and v The entire dependence on the structure comes analytically through the summations over ion positions. This makes these potentials transferable among different structures at fixed atomic volume and composition. The full details of the first-principles GPT for transitionmetal systems are given in Refs. [17] and [14] . A simplified model version of the theory has also been developed [22] , using canonical d-bands to obtain analytic representations of the multi-ion potentials.
In general, the separation of the total energy into two-and higher-body terms is not entirely unique, since one can always add contributions to the pair potential v For short-range TM interactions, repulsive contributions from higher-order terms in ∆ dd ′ will balance the attractive contribution of the second-order term in v
, provided that the local concentration of TM atoms is sufficiently high. In general, the detailed balance obtained involves the three-, four-, and possibly higher-ion potentials. Near half-filling of the d bands, however, the repulsive contributions will be dominated by the fourth-order terms
. This in turn suggests a simple scheme to modify the TM pair potentials at short range to incorporate the balance directly, a scheme that we will develop in Sec. III.
First, however, we examine the actual calculated GPT pair potentials for the Al-Co-Ni system of interest here. Figure 1 shows the Al-Al and Al-TM pair potentials for Al-Co-Ni [14] . These are calculated in the aluminum-rich limit, but in practice they do not depend strongly on composition.
The first minima of the Al-TM pair potentials occur near 2.3Å with depths of about 0.2 eV (Al-Ni) and 0.3 eV (Al-Co). Rather than a potential minimum, the Al-Al potential exhibits a shoulder near 3Å. The TM-TM pair potentials are shown in Fig. 2 . As expected, the TM overbinding is most evident for Co. The first minimum in the Co-Co potential has a depth of 2.1 eV at 1.7Å. The corresponding Ni-Ni potential depth of 0.1 eV at 2.2Å is not obviously problematic, but in the following we will find it requires some modification.
In the present applications, the Co-Ni pair potential v
CoN i 2
is defined as an average of the Co-Co and Ni-Ni potentials,
This amounts to a perturbative expansion of v αβ 2 in the difference in atomic number Z α −Z β .
Clearly, v
CoN i 2 so-defined suffers overbinding due to the overbinding of v .
We wish to devise effective pair potentials for Al-Co-Cu and Al-Cu-Ni as well as AlCo-Ni. Previously, the Al-Cu potentials were found to be well behaved up to large Cu composition [14] , so no modification of v )/2, using the modified Ni-Ni potential. The Al-Co-Cu and Al-Co-Ni potentials so-obtained will, of course, still need to be validated using full ab-initio calculations.
III. MODIFICATION OF PAIR POTENTIALS
As discussed above, the short-ranged attraction in the TM-TM pair potentials is balanced by repulsive terms contained in the three-and higher-body potentials. If one chooses to truncate the GPT expansion at the pair potential level, these repulsive many-body contributions must be "folded" into effective pair potentials. Formally, one may define an effective pair potential by averaging over atomic positions, holding a single pair of ions fixed: Inspired by the short-ranged repulsion found in Eq. (3) and the power law variation of ∆ dd ′ within the model GPT [22] , we propose to modify the full GPT pair potentials v αβ 2 by adding terms of the form
where a and b are positive and depend upon the elements α and β of the pair potential modified. Our expectation, which is confirmed below, is that b is large in all cases, so that U αβ is indeed short-ranged. In our applications, the quantity r 0 is taken as a common atomic separation in quasicrystals of 2.55Å. Then at a fixed atomic volume and composition the effective pair potential can be written as
We determine the unknowns a and b by matching energies and forces obtained from full ab initio electronic-structure calculations on a quasicrystal approximant. Cockayne and
Widom [23, 24] previously suggested a structure for decagonal Al-Co-Cu. An approximant of that structure is shown in Fig. 3 Two Co atoms occupy symmetric positions around these central Al atoms. In Al-Co-Cu, alternation of Co and Cu on tile edges is thought to be energetically advantageous [23] . We find that alternation of Co and Ni shown in Fig. 3 is slightly disadvantageous in Al-Co-Ni.
To investigate TM bonding energetics, we alter the basic structure shown in were valid, all changes in bonding would exactly cancel each other, resulting in a vanishing energy change. We presume that approximation (2) is more accurate at large separations than small separations. Thus we attribute the entire energy change of the bc swap to near-neighbor energy differences
where V αβ denotes the strength of the pair potential evaluated at the near-neighbor distance 2.55Å.
Next we swap one of the Co atoms inside the tiles (atom e) with one of the Ni on a horizontal tile edge (atom a). Two Co-Ni bonds are broken and two Co-Co bonds are produced after this swap. All other interactions that are affected are Al-TM interactions, which we presume to be described accurately by the GPT pair potentials. This swap energy can be written as:
where V AlT M represents a calculable collection of interactions between Al atoms and TM atoms at many separations. V AlT M should be described accurately by the unmodified GPT pair potentials. The energy change of this swap is
where V AlAl and V AlT M represent collections of interactions involving Al atoms that, as before, we presume to be accurately calculable within the unmodified GPT.
Full ab initio values for the energy changes ∆E 1 , ∆E 2 and ∆E 3 were calculated using VASP (Vienna Ab Initio Simulation Package) [25] . VASP calculates total energies within the local-density approximation using pseudopotentials to treat valence-core electron interactions. We performed calculations using a 4x4x4 k-space grid and also using a 4x4x8 k-space grid to observe the convergence as k-points are added. All calculations were done using medium precision which is expected to be sufficient for our needs. We iterate the self-consistent calculation until an accuracy of 10 −6 eV is achieved. 
Since each correction U αβ (r) involves two unknowns, a and b, Eq. (9) consists of three equations in six unknowns. Additional information is obtained from the forces on atoms calculated by VASP. By examining the forces on the Co-Ni pair (atoms c and d) in Fig. 3 , and on the Co-Co and Ni-Ni pairs created by the bc swap, we obtain three additional equations governing the derivatives of U αβ at the near-neighbor separation. This additional information allows closure of the equations and determination of the unknowns.
IV. RESULTS Table I shows the energy differences ∆E i in Eqs. (6)- (8) calculated using GPT pair potentials and VASP. Comparing the VASP data for the two grid sizes, we note that the signs and approximate magnitudes of ∆E i are consistent with each other. One immediate result from Table I is that mixed Co-Ni bonds are disfavored over pure Co-Co and Ni-Ni bonds. The energy difference ∆E 1 results from breaking four Co-Ni bonds and producing two Co-Co and two Ni-Ni bonds. ∆E 1 calculated by VASP is negative, showing that the swap lowers the system energy. This means that for Al-Co-Ni, similar TM atoms prefer to reside near each other on the tile edges. Cockayne and Widom found the opposite for the case of Al-Cu-Co using mock ternary potentials [23] , and this was confirmed later using a full ab-initio technique [24] .
Also concerning the calculated values of ∆E 1 , we see that the averaged potential approximation (2) is fairly accurate. GPT yields ∆E 1 = 0 because it employs this approximation here. The small value of ∆E 1 obtained by VASP confirms that this approximation is not far off the mark. Figure 4 shows the x-component of the total force on certain TM atoms. Our (4x4x4) and (4x4x8) VASP calculations yield forces that agree to 0.06 eV/Å or better. We examine the horizontal bonds ab and cd in Fig. 3 in both the original and swapped configurations.
As expected, at 2.55Å, GPT pair potentials predict attractive forces between TM pairs while the actual forces obtained from VASP are repulsive. The small force asymmetry on atoms in the Co-Ni pair is due to the different ways Co and Ni atoms interact with their surrounding environments. The difference between the forces calculated by our two methods is greatest for Co-Co bonds and smallest for Ni-Ni bonds, consistent with our expectation that overbinding is more severe for Co than for Ni.
Calculated modifications to the GPT pair potentials are given in Table II . Examining the magnitude of U αβ at r=r 0 =2.55Å (i.e., the value of a), we note that U N iN i is smaller than 
V. DISCUSSION
The original GPT interatomic potentials were derived from first principles without reference to specific structures. Their applicability to, and transferability among, a broad range of structures was verified [14] . The pair potentials alone apply to Al-rich structures in which TM atoms are well separated, but fail due to an unphysical short-ranged TM attraction.
Our modification of the GPT potentials is restricted to TM pair potentials. Since the correction U αβ (r) is negligible beyond 3Å, our corrections only affect energies and forces among neighboring TM atoms.
In idealized decagonal AlNiCo and AlCuCo quasicrystal models, neighboring TM atoms always occur in specific atomic environments consisting of zig-zag chains of TM atoms at 2.5Å spacing surrounded by Al atoms at special positions [20, 23, 24] . A variety of quasicrystal and approximant structures differ in the arrangement of these chains in space, but share the same local structure around the TM atoms. Our modified GPT potentials are therefore strictly transferable within this class of quasicrystal structures.
While the modified GPT potentials are not strictly transferable outside this special class of structures, we do believe they are qualitatively transferable. Comparing figures 2 and 5, we have replaced obviously unphysical pair potentials with a set that appears qualitatively realistic. Both original and modified pair potentials are transferable among structures without TM neighbors. The modified pair potentials provide a reasonable, though non-rigorous, extension to structures with TM neighbors.
As a test of our modified pair potentials, we relaxed the basic structure using both original and modified GPT pair potentials, and using VASP. In all three runs we relaxed the structure until all atomic forces were less than 0.001 eV/Å. Under VASP relaxation (4× 4×4 k-space grid), Al atoms moved 0.19Å on average, followed by Ni with an average displacement of 0.16Å and Co with an average displacement of 0.15Å. Relaxation under the modified GPT potentials produced a structure close to the VASP relaxed structure.
The differences between modified GPT and VASP relaxed positions are less than 0.07Å for every TM atom, with an average difference of 0.05Å/TM atom. In contrast, relaxation under the original GPT pair potentials yielded a maximum TM relaxed position difference of 0.20Å and an average TM difference of 0.13Å.
As a result of our modifications, the TM atoms relax in the correct directions and move approximately the correct distances. This is not the case using the original GPT potentials.
Since TM separations move away from r 0 under relaxation, our proper behavior under relaxation demonstrates a type of transferability of the potentials. Table II. 
